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Description 

Field of the Invention 

This invention relates to the preparation of sulfonated polyimide polymers and their use as gas and vaoor separa- 
tion membranes. 

Description of Prior Art 

Potyimides with a rigid chain backbone structure, strong chain-chain interactions, and high glass transition temper- 
atures have been reported to exhibit good gas separation and permeation characteristics in gas separation applica- 
tions. U.S. Patents 4,705.540; 4.717.393; 4,717.394; 5.042.993; and 5,074,891 disclose such aromatic polyimide gas 
separation membranes. Polyimides are generally soluble in aprotic solvents such as N.N-dimethylacetamide and N- 
methyl-pyrrolidone. Some polyimides are further soluble in dichloromethane and m-cresol. Their solubility characteris- 
tics make polyimides suitable for preparation of asymmetric gas separation membranes but less suitable for preparation 
of composite gas separation membranes, the latter frequently requiring mild, highly volatile. e.g.. low boilinq terrtDera- 
ture solvents. 

A number of modified polyimide polymers have been also disclosed in the art U.S. Patents 4 705 540 and 
4,717.394 disclose structurally rigid polyimides having alkyl substrtuents at all positions ortho to amine functions that 
form membranes with good gas separation characteristics. U.S. Patent. 5.042,993 discloses surface-modified polyim- 
ide membranes that exhibit high gas separation factors. The preparation of modified polyimides that contain carboxyl 
groups is described in U.S. Patent 5,076,81 6. 

J*.* P reparation of donated polyimides is reported in U.S. Patent 4,574.1 44. There was no mention therein of the 
utilrty of these materials as separation membranes. The preparation of sulfonated polyimides from sulfonated diamines 
and pyromellitic dianhydride was further reported by I.V. Vasil'eva et al. in Vysokomol. Soyed. A14 No 1 143-149 
(1972). The polymers were not soluble in mild solvents such as simple alcohols and were not evaluated for membrane 
applications. In U.S. Patent 5,409.525 a hydrous gel membrane containing a bulky fluorene unit was disclosed for gas 
separation. The gel membrane was particularly useful for separation of CO z /CH 4 mixtures. 

Thus there remains a need in the field to prepare polyimides with improved separation/permeation characteristics 
30 and improved solubility. 

It is an object of this invention, therefore, to prepare modified polyimides that have broad solubility characteristics 
including solubility in mild low-boiling temperature solvent systems that are most useful in the preparation of composite 
membranes. It is another objective of this invention to prepare modified polyimides with improved gas permeation and 
separation characteristics. 

35 The sulfonated polyimides of this invention are particularly useful for the preparation of asymmetric and composite 
gas separation membranes. For example, these membranes can be utilized in hydrogen recovery from hydrogen-con- 
taining refinery gas streams. C0 2 and H 2 S separations from acid gas containing streams such as natural gas sweeten- 
ing, air separation applications, and gas drying, etc. 

With these and other objects in mind, the invention is hereinafter described in detail, the novel features thereof 

40 being particularly pointed out in the appended claims. 

Summary of the Invention 
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Sulfonated polyimide polymers of this invention exhibit improved solubility characteristics, are good film-forming 
materials and exhibit improved gas separation characteristics. The sulfonated polyimides are particularly useful for 
preparation of asymmetric and composite gas separation membranes. 

Detailed De scription of the Invention 

The present invention relates to the preparation of gas separation membranes from sulfonated polyimides of the 
following general formula: 
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where m can range from 0 to 1 .0, preferably from 0.5 to 1 .0, and n can range from 0.01 to 1 .0, preferably from 0. 1 to 0. 7. 

Ar,, Ar 2 and Ar 3 are essentially completely aromatic radicals and Ar 2 contains sulfonic acid radicals An aromatic 
radical will be understood to comprise an organic radical containing at least one aromatic ring. The sulfonic acid radical 
is defined as sulfonic acid group, -S0 3 H, salrfied sulfonic acid group. -S0 3 M. or sulfonic acid ester group -S0 2 OR 2 M 
is an organic base, a primary, secondary, tertiary, quaternary ammonium ion, an alkali ion such as K + Na + or Li + pref- 
erably Li + , alkaline earth or transitional metal ion. R 2 is an alkyl radical with less than 6 carbon atoms, preferably methyl 
or ethyl, or an aryl radical. 

In the preferred embodiments, is an aromatic dianhydride radical represented by the following structures: 

O.XXX-CQ-.CoG *? 




CF, CF, 




or 



o*x>. 
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R 3 is an aliphatic radical preferably CH 3 or C 2 H 5 ; t equals 1 to 6. In some embodiments An can be a mixture of 
these radicals. 

Ar 2 is a sulfonated diamine moiety having the following formulae: 
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where is hydrogen, S0 3 H, S0 3 M or S0 2 OR 2 group wherein at least one R, in the Ar 2 aromatic diamine moiety is 
S0 3 H, S0 3 M or S0 2 OR 2 . R 2> M and Z are as specified previously. Q is one of hydrogen, CH 3 or C2H 5 . In some embod- 
iments Ar 2 can be a mixture of these radicals. 

Ar 3 is an aromatic diamine moiety having the following formulae: 
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, and z and R 3 are as specified previ- 



y can be independently hydrogen, CH 3> -C(CH3) 3 , -OCH 3 , -CF 3 , -F, -C£. -Br, or I 
ously. In some embodiments, Ar 3 can be a mixture of these radicals. 

The sulfonated polyimides of this invention can be synthesized by methods well known in the art. The preferred 
method involves condensation polymerization of dianhydrides with diamines wherein one of the monomeric units con- 
tains sulfonic acid, sulfonic acid saft. or sulfonic acid ester group, preferably sulfonic acid salt or sulfonic acid ester 
group, most preferably lithium salt form. 

Polyimides are generally prepared in a two-step process in which a dianhydride and a diamine are first reacted to 
prepare a polyamic acid that is subsequently converted to a polyimide in a second step. A wide variety of dianhydrides 
and diamines can be reacted to prepare polyimides that are suitable for use in the present invention. The suitable sol- 
vents that can be used for the reaction of a dianhydride with a diamine are disclosed in U.S. Patent 3,1 79,634. Prefer- 
ably the solvents are dimethylacetamide, N-methyl pyrrolidone, dimethylformamide or dimethylsulfoxide. The most 
preferred solvent is dimethyl sulfoxide. After a polyamic acid is prepared by the reaction of a diamine and a dianhydride 
the polyamic acid is converted to a polyimide using thermal or chemical conversion processes. In the case of soluble 
polyimides, the polyamic acid is preferably chemically converted into a polyimide employing acetic anhydride in the 
presence of triethylamine as a catalyst. The resulting polyimide can be precipitated by a suitable solvent, recovered and 
dried. The sulfonated polyimides of this invention can be prepared following the above described methods from dianhy- 
dride and diamine monomers that contain sulfonic acid, sulfonic acid salt or sulfonic acid ester groups. The use of 
diamine monomers with suffonic acid radicals is particularly preferred. Copolyimides containing sulfonic acid radicals 
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can be prepared by condensation polymerization of rigid aromatic dianhydrides and a mixture erf suffonated and unsul- 
fonated diamines. In one embodiment of this invention, the sulfonic acid moiety is selected from 4,4'-diaminostilbene- 
2,2'<iisulfonic acid; 4,4'-diaminobiphenol-2,2 , -disulfonic acid; 4,4'-diamino-3,3 , -dimethyIbiphenyl-6,6 , -disulfonic acid 
2,4-diaminobenzene sulfonic acid or their respective salt forms or mixtures thereof, and the unsutfonated diamine is 
selected from 2,4,6-trimethyl-1,3-phenylenediamine; 2,6-diaminotoluene; 3,3'-diaminodiphenyl sulfone; 1,5-diamino 
naphthalene; 2,2-bis(4-aminophenyl) hexafluoropropane; o-tolidine sulfone or mixtures thereof and the dianhydride is 
2,2-(3,4-dicarboxyphenyl) hexafluoropropane dianhydride. In one preferred embodiment of this invention 2 2-bis(3 4- 
dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) is reacted with two aromatic diamines: 
4,4'-diaminostilbene-2,2'-disulfonic acid lithium salt, and 1,5-diaminonaphthalene. 

In another preferred embodiment of this invention, 2,2-bis(3.4-dicarboxyphenyl) hexafluoropropane dianhydride 
(6FDA) is reacted with three diamines: the lithium salt of 4.4'-diaminostjlbene-2.2'-disulfonic acid, o-tolidine sulfone 
(TSN) and 3,3'-diaminodiphenyl sulfone. 

The solubility characteristics and the gas permeation/separation characteristics of the sulfonated polyimides of this 
invention can be controlled by selecting the appropriate monomers and their combination. The solubility characteristics 
of sulfonated polyimides depend on the concentration of the sulfonic acid groups and the nature of the counter ion The 
concentration of sulfonic acid groups as measured by ion exchange capacity, EC, can vary from as low as 0 1 meq/g 
to above 3 meq/g. The preferred range is from 0.5 to 3 meq/g of dry resin in H + form. The preferred counter ions are 
monovalent metal ions and organic monofunctional amines. The most preferred counter ion is lithium. The presence of 
sulfonic acid groups in high concentrations renders polyimides of this invention soluble in solvent systems such as 
ketones, oxyalcohols, and aliphatic alcohols, their mixtures, and their mixtures with water. 

The gas permeability coefficients of polyimides frequently increase with the use of structurally rigid dianydrides and 
ring substituted diamines. The presence of rigid links and rotation hindering groups can increase gas permeability coef- 
ficients and gas separation factors. Introduction of sulfonic acid radicals into the polyimide structure provides bulky rota- 
tion hindering side groups and also renders the polymers more soluble. However, high concentrations of sulfonic acid 
groups in the polyimide backbone can decrease the gas permeability coefficient of some fast gases but can lead to an 
increase in the gas separation factor(s). 

The gas permeability coefficients and gas separation factors of polyimides prepared according to the teachings of 
this invention were determined using flat-sheet films. The films were prepared by solution casting of polymers dissolved 
in methanol or dimethyrformamide on a glass plate followed by air drying. The air-dried films were stripped from the 
glass plate and dried in a vacuum oven at 80 to 120C for several days. The dried films that were 1 to 3 mils thick were 
sandwiched between two aluminum foils exposing a 2.54 cm diameter area, placed in a permeation cell and sealed with 
epoxy resin. The downstream side of the cell was evacuated up to about 2 x 10' 2 mm Hg and the permeate feed gas 
was introduced from the upstream side. The pressure of the permeate gas on the downstream side was measured 
using an MKS-Barathon pressure transducer. The permeability coefficient P was calculated from the steady-state aas 
3s permeation rate according to the equation: 

P = CxVxLxdp/dtx1/h 

C = constant 
40 V a volume of collection receiver 
L = thickness of film 

h = upstream pressure 

dp/dt = slope of steady-state line 

45 The permeability coefficient P is reported in Barrer units (1 Barrer = 1 0" 10 x cm 3 cm/cm 2 cmHg sec). To determine 
the intrinsic viscosity, the reduced and inherent viscosities were measured at three different concentrations (0.40, 0 27 
and 0.20 g/dl). The measurements were carried out in Ubbelohde-type viscometers at 25°C. The intrinsic viscosity of 
the sulfonated samples was measured in 0.05N lithium perchlorate dimethylformamide solvent mixture. The reduced 
viscosity was measured at 0.2 g/dl concentration in 0.05 N LiC0 4 in DMF solution. 

so The sulfonated polyimide polymers of this invention are preferably formed into composite gas separation mem- 
branes. U.S. Patents 4,602,922; 4.826,599; and 4,840,819 discuss such composite membranes and the process for 
their manufacture. The membranes of this invention are particularly suitable for preparation of composite gas separa- 
tion membranes because the latter frequently require mild, highly volatile. e.g., low boiling temperature solvents. The 
preferred solvents for preparation of composite membranes are ethyl acetate, acetone, ethylene glycol monomethyl 

55 ether, alcohols or mixtures thereof. 

The invention will now be further illustrated by way of the following examples, which are considered to be illustrative 
only and nonlimiting. 
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Example 1 

Preparation of a polyimide from 2,2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and 4 4'- 
diaminostilbene^'-disulfonic acid lithium salt is as follows: 12.9 gms (0.0338 moles) of 4,4'-diaminostilbene-2 2%di^ul- 
fonic aad lithium salt were dissolved in 87 ml of dimethylsulfoxide (dried over and distilled from sodium hydroxide pellets 
under reduced pressure and stored over 4A molecular sieves prior to use) at room temperature under dry argon atmos- 
phere. The solution was cooled to 20°C and 15.3 gms (0.0338 moles) of'6FDA were added in 3 gms portions over a 

ono^*°i a " h0Ur ° urin9 addition the reaction mixture was and th e temperature was kept around 

20 C. After the addition of 6FDA was completed, a very viscous solution was obtained. 200 ml of DMSO were added to 
reduce the viscosity. The solution was cooled to 20°C and 30 ml of freshly distilled acetic anhydride were added drop- 
w.se followed by the addition of 4.9 ml of freshly distilled triethylamine. The solution was stirred for 28 hours at room 
temperature and 100 ml of acetone were added with vigorous stirring to precipitate the product. The precipitated poly- 
mer was filtered and washed with acetone. The polymer was first dried at room temperature followed by drying at 1 70°C 
in a vacuum oven to constant weight The intrinsic viscosity of thus prepared polyimide was 1 . 1 0 dl/g. 

Example 2 

The preparation of a polyimide from 2.2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and 4 4'- 
diaminobiphenyl-2,2'-disulfonic acid lithium salt is in general accordance with the procedure outlined in Example 1 The 
polyimide was prepared using the following materials: 12.0 gm (0.0338 mole) 4,4'-diaminobiphenyi-2,2'-disurfonic acid 
lithium salt; 15.3 gm (0.0338 mole) 6FDA; 87 ml dimethylsulfoxide (processed as explained in Example 1). Intrinsic vis- 
cosity of this polyimide was 0.63 dl/g. 

Example 3 

Preparation of a copolyimide from 2.2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a mix- 
ture of 4,4 -d.anr,inostUbene-2,2'-disulfonic acid lithium salt and 2,4,6-trimethyl 1 .3-phenylene-diamine (50/50 ratio) is as 
follows: 6.46 gms (0.0169 moles) of 4,4'-diaminostilbene-2 1 2'-disulfonic acid lithium salt and 2.54 gms (0 0169 moles) 
of 2,4,6-trimethyl 1 ,3-phenylenediamine were dissolved in 180 ml of dimethylsulfoxide (processed as described in 
Example 1). The solution was cooled to 20°C and 1 5.3 gms (0.0338 moles) of 6FDA were added in 3 gms portions over 

a n P oo nt ?i. ^ 0ut ha ' f an h0ur - During addition the reaction mixture was aflfcrt"" and the temperature was kept around 
20 C. After the addition was completed, the solution was stirred for two days at room temperature. 30 ml of freshly dis- 
tilled acetic anhydride were added dropwise to the reaction mixture followed by the addition of 4.9 ml of. freshly distilled 
triethylamine. The solution was stirred for 28 hours at room temperature and the polymer was precipitated into tolu- 
ene/methylethylketone (5/1) mixture. The polymer was recovered and redissolved in methanol. The final product was 
recovered by rotary evaporation. The intrinsic viscosity of this copolyimide was 0.36 dl/g. 

Example 4 

The preparation of a copolyimide from 2,2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
m.xture of 4.4'-diaminostilbene-2,2'-disulfonic acid lithium salt and 2,6-diaminotoluene (50/50 ratio) is in general accord- 
T™T ^ @ P"**^' 6 0lrtlined in Exam P' e 3- copolyimide was prepared using the following materials: 6.46 gms 
(0.0169 moles) of 4,4 , -diaminostilbene-2,2 , -disulfonic acid lithium salt; 2.06 gms (0.0169 moles) of 2,6-diaminotoluene- 
15.3 gms (0.0338 moles) of 6FDA; 160 ml dimethylsulfoxide. The intrinsic viscosity of this polyimide was 0.48 dl/g. ' 

Example 5 

The preparation of a copolyimide from 2,2-bis(3,4<jicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
mixture of 4,4'-diaminobiphenyl-2,2'-disulfonic acid lithium salt and 2,4,6-trimethyM ,3-phenylenediamine (50/50 ratio) 
is in general accordance with the procedure outlined in Example 3. The copolyimide was prepared using the following 
materials: 6.02 gms (0.01 69 moles) of 4,4 , -diaminobiphenyl 2.2'-disuHbnic acid lithium salt; 2.54 gms (0.01 69 moles) of 
2,4.6-tnmethyl-1 ,3-phenylenediamine; 15.3 gms (0.0338 moles) of 6FDA; 95 ml dimethylsulfoxide. The intrinsic viscos- 
ity of this copolyimide was 0.38 dl/g. 

Example 6: 

The copolyimide was prepared from 2,2-bis(3,4-dicarboxyphenyf) hexafluoropropane dianhydride (6FDA) and a 
mixture of three diamines: S.S'-diaminodiphenylsulfone (DDS); 1 ,5 diaminonaphthalene; and 4,4 , -diaminostilbene-2 2'- 
disulfonic acid lithium salt (mole ratio 30:50:20). 12.23 gms (0.032 moles) of 4,4'-diaminostilbene-2,2'-disulfonic acid 
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lithium salt; 12.66 (0.08 moles) of 1,5-diaminonaphthalene, and 11.92 gms. (0.048 moles) of 3,3' diaminodiphenyl sul- 
fone were dissolved in 262 ml of anhydrous dimethylsulfoxide in a reaction flask equipped with a mechanical stirrer, 
thermometer, and a nitrogen inlet and outlet. After the diamines were dissolved in the solvent 71 .08 gms (0. 16 moles) 
of 6FDA were added to the diamine mixture over a period of 30 minutes under N 2 . The temperature of the mixture was 
maintained below 30°C. 200 ml. of dimethylsulfoxide were then added in order to decrease the viscosity of the solution, 
and the reaction mixture was stirred for 24 hours at ambient temperature. After the polymerization was completed, 142 
ml of freshly distilled acetic anhydride were added to the above mixture dropwise followed by 23 ml of freshly distilled 
triethylamine. The reaction mixture was stirred for 24 hours at ambient temperature before the polyimide was precipi- 
tated by the addition of methanol. The polymer was filtered and dried in a vacuum oven at room temperature for 1 day, 
at 80°C for 3 days and finally at 120°C for two more days. The thus prepared copolyimide had a reduced viscosity of 
0.33 dl/g. 

Example 7: 

The copolyimide was prepared from 2,2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
mixture of three diamines: S^'-diaminophenyl sulfone (DDS); 1,5-diaminonaphthalene; and 4,4 , -diaminobiphenyl-2 2'- 
disulfonic acid (mole ratio 30:50:20). 

The copolyimide was prepared in general accordance with the procedure outlined in example 6 using the following 
materials: 71.08 gms (0.16 moles) of 6FDA; 12.66 gms (0.08 moles) of 1,5-diaminonaphthalene; 11.92 gms (0.048 
moles) of 3,3'-diaminodiphenyl sulfone; and 11.40 gms (0.032 moles) of 4,4'-diaminobiphenyl-2,2'-disulfonic acid lith- 
ium salt. The thus prepared copolyimide had a reduced viscosity of 0.67 dl/g. 

Example 8: 

The copolyimide was prepared from 2,2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
mixture of three diamines: 1,5-diaminonaphthalene; 2,4,6-trimethyl-1,3-phenylenediamine; and 4,4 , -diaminobiphenyl- 
2,2'-disuffonic acid (mole ratio 20:60:20). 

The copolyimide was prepared in general accordance with the procedure outlined in example 6 using the following 
materials: 71.08 gms (0.16 moles) of 6FDA; 5.06 gms (0.032 moles) of 1,5-diaminonaphthalene; 14.42 gms (0.096 
moles) 2,4,6-trimethylphenylenediamine; and 1 1.40 gms (0.032 moles) of 4,4'-diaminobiphenyl-2,2'-disulfonic acid lith- 
ium salt. The thus prepared copolyimide had a reduced viscosity of 0.25 dl/g. 

Example 9 : 

The copolyimide was prepared from 2,2-bis(3,4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
mixture of two diamines: 2.2-bis(4-aminophenyl)hexafluoropropane; and 4,4'-diaminobiphenyl-2,2 , -disulfonic acid 
(mole ratio 95:5). 

The copolyimide was prepared in general accordance with the procedure outlined in example 6 using the following 
materials: 22.9 gms (0.0516 moles) of 6FDA; 16.42 gms (0.049 moles) of 2,2-bis(4-aminophenyl)hexafluoropropane 
and 0.919 gms (0.0026) moles of 4,4'-diaminobiphenyl-2,2 , -disulfonic acid lithium salt. The thus prepared copolyimide 
had a reduced viscosity of 0.42 dl/g. 

Example 10 : 

The copolyimide was prepared from 2,2-bis(3.4-dicarboxyphenyl) hexafluoropropane dianhydride (6FDA) and a 
mixture of three diamines: 3,3'-diaminodiphenyl sulfone; o-tolidine sulfone; and 4,4'-diaminobiphenyl-2,2'-disulfonic 
acid (mole ratio 50:30:20). 

The copolyimide was prepared in general accordance with the procedure outlined in example 6 using the following 
materials: 71.08 gms (0.16 moles) of 6FDA; 19.86 gms (0.08 moles) 3,3'-diaminodiphenyl sulfone; 13.7 gms (0.048 
moles) 0-tolidine sulfone; and 11.40 gms (0.032 moles) of 4.4 , -diaminobiphenyl-2,2'-disulfonic acid lithium salt. The 
thus prepared copolyimide had a reduced viscosity of 0.36 dl/g. 

The gas permeability coefficients and gas separation factors of the sulfonated polyimides of the invention, as pre- 
pared in examples 1 through 10. are summarized in Table 1 . 
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TABLE 1 



Polymer 
Example 
No. 


lv v ' or 

(d/g) 




Permeability Coefficient^ 


Separation Factor 








P He 


P 0 2 


P N 2 


PCH 4 


PC0 2 


Oa/Ns 


He/N 2 


cog/ci-u 


1 


1.1W 


2.53 


4.16 


0.06 


0.01 






1 1 
■ i 


flan 




2 


0.63< 1 > 


2.62 


6.07 


0.11 


0.01 






8.4 


480 




3 


0.36< 1 > 


1.48 


42.8 


2.66 


0.41 


0.16 


11.4 


6.4 


103 


70 


4 


n a ah) 
0.48* ' 


1.51 


25.6 


1.04 


0.15 


0.05 


4.63 


7.1 


176 


96 


5 


0.38< 1 > 


1.54 


56.1 


4.2 


0.75 


0.28 


18.8 


5.6 


75 


66 


6 


0.33< 4 > 


0.63 


39 


2.15 


0.3 


0.11 


8.78 


7.1 


128 


81 


7 


0.67< 4 > 


0.63 


37 


2.3 


0.34 


0.14 


9.39 


6.8 


110 


65 


8 


0.25< 4 > 


0.66 


146 


21.9 


4.53 


2.58 


95.5 


4.8 


32 


37 


9 


0.42^ 


0.13 


90.5 


10.7 


2.22 


1.06 


46.4 


4.8 


41 


44 


10 


0.36W 


0.62 


32.4 


1.57 


0.22 


0.09 


6.52 


7 


145 


74 



(2) IEC, ion exchange capacity, meq/gram of dry polymer. 

(3) In Barrer units, measured at 30°C. 

(4) Reduced viscosity measured in 0.2 g/dl concentration in 0.05 N UC0 4 in DMF solution at 25°C. 

(5) Reduced viscosity measured in 0.2 g/dl concentration in CHjC^. 



Claims 
1 



A process for separating one or more gases from a mixture of gases comprising the steps of bringing said gaseous 
mixture into contact with a first side of a gas separation membrane such that a portion of said gas mixture perme- 
ates to a second side of said membrane and a portion of said gas mixture is collected as a nonpermeate, the result- 
ing gas mixture on said second side of said membrane being enriched in one or more components over that of the 
mixture on the first side of said membrane, wherein said gas separation membrane is formed from a sulfonated 
polyimide comprising repeating units of the formula: 



ii I 
■N Ar ± N- 




O 



Ar. 



n 



m 



r, n- 



— Ar 3 — 



*- 1-n 
1-m 



wherein: 
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or mixtures thereof; 

- Ar 3 - is an aromatic diamine moiety selected from the group consisting of: 




y y \^,y y^ 
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O H 




« or mixtures thereof; 
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Ft! is hydrogen. SO3H, SO3M or S0 2 OR 2 . wherein at least one in the Ar 2 aromatic diamine moiety is SO,H 
SO3M or S0 2 OR 2 ; J ' 

R 2 is an alkyl radical with less than 6 carbon atoms; 

M is an organic base, ammonium ion, alkali ion. alkali-earth metal ion, or transitional metal ion; 
Q is one of hydrogen, CH 3 or C 2 H 5 . 

Y is selected from the group consisting of hydrogen, -CH 3 . -C(CH3) 3 , -CF 3 -F, -C/, -Br, or I; 
Z is selected from the group consisting of: 



12 



EP0 811 421 A1 




30 

R 3 is an aliphatic radical; 
t equals 1 to 6; 

n is a fraction from 0.01 to 1 and 
m is a fraction from 0 to 1 .0. 

35 

2. The process of claim 1 wherein Ar 2 is selected from the group consisting of: 4,4'-diaminostilbene-2,2'-disulfonic 
acid, 4.4 , -diaminobiphenyl-2.2 , -disulfonic acid, 4.4 , -diamino-3,3 , -dimethylbiphenyl-6,6'-disulfonic acid, 2,4-diami- 
nobenzene sulfonic acid, their respective salt forms or mixtures thereof. 

to 3. The process of claim 2 wherein Ar 3 is selected from the group consisting of 2,4.6-trimethyl-1 ,3-phenylenediamine 
2,6-diaminotoluene, 3,3'-diaminodiphenyl sulfone, 1 ,5-diaminonaphthalene. 2,2-bis(4-aminophenyl) hexafluoropro- 
pane, o-tolidine sulfone, or mixtures thereof. 

4. The process of claim 1 wherein n is a fraction from 0.1 to 0.7 and m is a fraction from 0.5 to 1 .0. 

5. The process of claim 4 wherein Ar t is 2,2-(3,4-dicarboxyphenyl) hexafluoropropane dianhydride. 

6. The process of claim 5 wherein Ar 2 is 4,4'-diaminostjlbene-2,2'-disulfonic acid lithium salt and Ar 3 is 1 5-diaminon- 
aphthalene. 

7. The process of claim 1 , wherein R 2 is selected from the group consisting of methyl, ethyl, or an aryl radical and 
wherein R 3 is either CH 3 or C 2 Hg. 

8. The process of claim 1 wherein said membrane is a composite gas separation membrane. 

9. The process of claim 1 wherein M is a lithium ion. 

10. A sulfonated polyimide comprising repeating units of the formula 



45 



so 
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or mixtures thereof; 

• Ar 2 - is an aromatic sulfonated diamine moiety selected from the group consisting of: 
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or mixtures thereof; 

- Ar 3 - is an aromatic diamine moiety selected from the group consisting of: 
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or mixtures thereof; 

45 

is hydrogen. SO3H. SO3M or SO2OR2, wherein at least one R t in the Ar 2 aromatic diamine moiety is SO»H 
SO3M or SO2OR2; ' 
R 2 is an alkyl radical with less than 6 carbon atoms; 

M is an organic base, ammonium ion, alkali ion, alkali-earth metal ion, or transitional metal ion; 
so Q is one of hydrogen, CH 3 or C2H5. 



Y is selected from the group consisting of hydrogen, -CH 3 , -0(0-13)3, -CF 3 -F, -C/, -Br, or I; 
Z is selected from the group consisting of: 



55 
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R 3 is an aliphatic radical; 
t equals 1 to 6; 

n is a fraction from 0.01 to 1 and 
m is a fraction from 0 to 1 .0. 
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